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(54) Quenched thin ribbon of rare earth/iron/boron -based magnet alloy 



(57) Disclosed is a novel thin ribbon of a rare earth/ 
iron/boron-based magnet alloy prepared by quenching 
of an alloy melt by the method of strip casting, from 
which a sintered permanent magnet is obtained by the 
powder metallurgical method. The sintered permanent 
magnet can be imparted with greatly improved magnetic 
properties or in particular residual magnetic flux density 
when the thin alloy ribbon as the base material thereof 
has a metallographic phase structure containing "four- 
phase regions" consisting of (a) an a-iron phase, (b) a 



R-rich phase, in which R is a rare earth element selected 
from praseodymium, neodymium, terbium and dyspro- 
sium, (c) a R X T 4 B 4 phase, in which T is iron or a combi- 
nation of iron and a transition metal element other than 
iron and rare earth elements and x is a positive number 
varying with the rare earth element, and (d) a R 2 T 14 B 
phase, in which R and T each have the same meaning 
as defined above, each phase being dispersed with a 
grain diameter in a limited range ; in a volume fraction of 
from 1 to 10%. 
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Description 

BACKGROUND OF THE INVENTION 

[0001] The present invention relates to a thin ribbon 
of a rare earth/ iron/boron-based magnet alloy prepared 
by the strip casting method and useful as a base mate- 
rial of a rare earth-based permanent magnet having 
greatly improved magnetic properties. 
[0002] Permanent magnets belong to a class of very 
important key materials in a great variety of instruments 
built under the most advanced technology in the field of 
electric and electronic industries covering from house- 
hold electric appliances in general to peripheral termi- 
nals of computers and medical instruments. Along with 
the recent progress in the fields of computers and com- 
munication instruments, the electric and electronic in- 
struments are desired to be more and more compact in 
size and lighter and lighter in weight and to exhibit higher 
and higher performance. It is apparent that these re- 
quirements cannot be satisfied without great upgrading 
of the permanent magnets built in the instruments as a 
key component. 

[0003] As is well known, rare earth-based permanent 
magnets are widely used in the above mentioned fields 
as a class of high-performance permanent magnets, of 
which the rare earth/iron/boron-based magnets are the 
most promising in respect of their outstandingly excel- 
lent magnetic properties and economical advantages 
due to the relatively low material costs. The rare earth/ 
iron/boron-based or, in particular, neodymium/iron/bo- 
ron-based permanent magnet alloy is prepared usually 
by the mold casting method or by the strip casting meth- 
od. The magnet alloy prepared by these methods is 
processed into a permanent magnet by the well known 
powder metallurgical process involving the step of mag- 
netic orientation of the alloy particles under compres- 
sion molding in a magnetic field. 

[0004] In the above mentioned mold casting method 
for the preparation of a magnet alloy, the constituent el- 
ements each in the metallic or elementary form are melt- 
ed together in a crucible to give an alloy melt which is 
cast into a casting mold followed by solidification therein 
to give an ingot of the alloy which is processed into mag- 
nets by the powder metallurgical method. This method 
is widely practiced in respect of the advantage that the 
chemical composition of the magnet alloy can easily be 
controlled. A problem in the mold casting method de- 
scribed above, however, is that, since the velocity of 
heat transfer is relatively low between the mold walls 
and the alloy melt and within the alloy melt perse, a long 
time is taken for solidification of the whole volume of the 
melt to give a solid of the magnet alloy so that the y-iron 
is crystallized as the primary crystals during the process 
of solidification of the molten alloy to form grains of the 
r - iron phase having a diameter of 10 ujti or larger left 
in the core portion of the ingot block. In addition, the 
phase rich in the content of the rare earth element, re- 



ferred to as a R-rich phase hereinafter, and the R X T 4 B 4 
phase, in which R is a rare earth element or a combina- 
tion of rare earth elements, T is a transition metal ele- 
ment or typically iron and the subscript x is a positive 
5 number larger than 1 varying with the content of the rare 
earth element, surrounding the R 2 T 14 B phase as the 
principal phase in the permanent magnet are in the form 
of coarse grains of a large diameter. 
[0005] Moreover, the metallographic structure of the 
alloy ingot cannot be uniform enough between the sur- 
face layer of the ingot solidified in contact with or in the 
vicinity of the mold wall and the core portion of the ingot 
remote from the surface layer due to non-uniformity in 
the cooling rate resulting in variations in the grain diam- 
eter of the R 2 T| 4 B phase and the R-rich phase. Conse- 
quently, difficulties are encountered in the process of 
pulverization of the alloy ingot into a fine powder having 
a particle diameter of a few ujti and the particle size dis- 
tribution of the alloy powder cannot be uniform enough 
adversely affecting the magnetic properties of the per- 
manent magnets finally obtained by the powder metal- 
lurgical method due to poor magnetic orientation of the 
alloy particles and poor sintering behavior of the powder 
compact. 

[0006] In the strip casting method, on the other hand, 
a melt of the magnet alloy is continuously ejected at the 
surface of a rotating quenching roller of the single-roller 
type or twin-roller type to prepare a thin ribbon of the 
solidified alloy having a thickness of 0.01 to 5 mm. This 
method is advantageous for obtaining a high-perform- 
ance R/T/B-based permanent magnet because the met- 
allographic phase structure of the magnet alloy in the 
form of a thin ribbon can be controlled by adequately 
selecting the quenching conditions of the alloy melt. For 
example, precipitation of the a-iron phase can be de- 
creased or the R-rich phase and the R X T 4 B 4 phase can 
be dispersed with increased fineness and uniformity. 
[0007] With an object to further improve the magnetic 
properties of the R/T/B-based permanent magnets ob- 
tained from a magnet alloy prepared by the strip casting 
method, detailed and extensive investigations have 
been undertaken on the metallographic structure of the 
thin alloy ribbon prepared by the strip casting method 
or ; in particular, on the mode of precipitation of the co- 
iron phase and structure thereof leading to a proposal 
for a thin alloy ribbon in which the a-iron phase is finely 
dispersed in a size of smaller than 10 ujti within the crys- 
talline grains of the principal phase as the peritectic nu- 
clei (Japanese Patent No. 2639609) and a thin alloy rib- 
bon substantially free from segregation of the a-iron 
phase (Japanese Patent No. 2665590 and Japanese 
Patent Kokai 7-176414). 

[0008] In addition to the above, a great number of re- 
ports, in compliance with the unlimitedly growing desire 
for upgrading of rare earth-based permanent magnets, 
are dedicated to the method for the preparation of the 
R/T/B-based permanent magnets. Despite the so large 
number of reports in this field, almost no reports are 
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available on the relationship between the phase-precip- 
itation mode or metallographic phase structure of the 
thin alloy ribbons and the magnetic properties of the per- 
manent magnets obtained therefrom by directing atten- 
tion to the region where four phases are jointly found, 
referred to as the four-phase region hereinafter, includ- 
ing, in addition to the a-iron phase, the R-rich phase and 
the R X T 4 B 4 phase in combination with the R 2 T 14 B phase 
as the principal phase. 

SUMMARY OF THE INVENTION 

[0009] The present invention accordingly has an ob- 
ject, by directing the inventors' attention to the above 
mentioned four-phase region, to provide a quenched 
thin ribbon of the R/T/B-based magnet alloy, from which 
a rare earth-based permanent magnet having greatly 
improved magnetic properties can be prepared by the 
powder metallurgical process. 

[001 0] Thus, the above mentioned object of the inven- 
tion can be accomplished by athin ribbon of a rare earth- 
based magnet alloy, which is a product by the strip cast- 
ing method, having a metallographic phase structure of 
which the volume fraction of the four-phase region con- 
sisting of (a) an a-iron phase in a grain diameter of 0.1 
to 20 jam, (b) a R-rich phase ; in which R is a rare earth 
element selected from praseodymium, neodymium, ter- 
bium and dysprosium, in a grain diameter of 0.1 to 20 
ILim, (c) a R X T 4 B 4 phase, in which R has the same mean- 
ing as defined above, T is iron or a combination of iron 
and a transition metal element other than iron and the 
rare earth elements and x is a positive number larger 
than 1 varying with the content of the rare earth element, 
in a grain diameter of 0.1 to 10 ujti and (d) a R 2 T 14 B 
phase ; in which R and T each have the same meaning 
as defined above, in a grain diameter of 0.1 to 20 |Lim, 
each phase being uniformly dispersed in the four-phase 
region, is in the range from 1 to 1 0% by volume, with the 
proviso that the rest of the volume fraction consists of 
the R-rich phase, R X T 4 B 4 phase and R 2 T 14 B phase or 
consists of the R-rich phase and R 2 T 14 B phase. 
[001 1] The present invention is applicable particularly 
advantageously to a rare earth-based permanent mag- 
net alloy of the R/T'/B-type or R/T/B/M-type (T=T'+M), 
of which R is a rare earth element, T is iron or a com- 
bination of iron and cobalt and M is an element selected 
from the group consisting of titanium, niobium, alumi- 
num, vanadium, manganese, tin, calcium, magnesium, 
lead, antimony, zinc, silicon, zirconium, chromium, nick- 
el, copper, gallium, molybdenum, tungsten and tanta- 
lum, consisting of from 5 to 40% by weight of the rare 
earth element, from 50 to 90% by weight of the element 
T', 2-8% by weight of boron and, if any, up to 8% by 
weight of the element M. 

BRIEF DESCRIPTION OF THE DRAWING 

[0012] Figure 1 is a graph showing the volume fraction 



of the four-phase region in the quenched thin ribbons as 
a function of the contacting time of the melt with the 
quenching roller. 

[0013] Figure 2 is a photographic reflected electron 
s image of the four-phase region in a thin alloy ribbon. 
[0014] Figure 3 is a photographic secondary electron 
image of the four-phase region in a thin alloy ribbon. 
[0015] Figures 4 and 5 are each an Auger electron 
spectrum of the spots 1 and 2, respectively, indicated 
10 on the photograph of Figure 3. 

[0016] Figures 6 and 7 are an Auger electron image 
photograph and a schematic sketch of the same view 
field, respectively, in a thin alloy ribbon showing the 
R X T 4 B 4 phase. 

15 [0017] Figures 8 and 9 are each a graph showing the 
residual magnetic flux density Br of the permanent mag- 
nets prepared in Example 1 and in Example 2, respec- 
tively, as a function of the volume fraction of the four- 
phase region in the thin alloy ribbon. 

20 [0018] Figures 10 and 11 are each a (006) pole figure 
of the sintered magnet body prepared from a thin alloy 
ribbon of which the volume fraction of the four-phase 
region is 0.5% and 3%, respectively. 

25 DETAILED DESCRIPTION OF THE PREFERRED 
EMBODIMENTS 

[0019] The above defined thin ribbon of a rare earth- 
based magnet alloy is a result of the extensive studies 
30 conducted by the inventors on the relationship between 
the metallographic phase structure of the thin alloy rib- 
bon and the magnetic properties of the permanent mag- 
net prepared from the thin alloy ribbon leading to an un- 
expected discovery that a greatly improved residual 
35 magnetic flux density of the permanent magnet can be 
obtained when the volume fraction of the four-phase re- 
gion jointly consisting of the a-iron phase, R-rich phase, 
R X T 4 B 4 phase and R 2 T 14 B phase in the thin alloy ribbon 
is within a specific range and the grain diameter of each 
40 of these four phases is within a specific range. 

[0020] The thin ribbon of the rare earth-based magnet 
alloy defined above is a product prepared by the strip 
casting method from an alloy melt consisting mainly of 
a rare earth element, iron and boron. Namely, the alloy 
45 melt is ejected continuously at the surface of a single- 
roller type or twin roller-type quenching roller system 
where the alloy melt is quenched and solidified into the 
form of a thin ribbon having a thickness usually in the 
range from 1 0 to 500 jam and a width in the range from 
50 5 to 500 mm depending on the dimensions of the 
quenching roller. The characterizing parameters of the 
inventive thin alloy ribbon relative to the volume fraction 
of the four-phase region and the grain diameter of each 
of these four phases can be controlled within the above 
55 specified ranges by adequately selecting the quenching 
conditions in the strip casting method. In order to ac- 
complish the above described various requirements, the 
quenching rate of the melt on the quenching roller is 
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preferably in the range from 500 to 1 0000°C/second and 
the contacting time of the alloy melt with the surface of 
the quenching roller is at least 0. 1 second or, preferably, 
in the range from 0.1 to 0.4 second. 
[0021] The above mentioned four-phase region is a 
region formed of a fine and uniform dispersion of coex- 
isting four phases including (a) the a-iron phase, (b) the 
R-rich phase, i.e. a phase of higher content of R than 
the R 2 T| 4 B phase, (c) the R X T 4 B 4 phase (x=1 + e , e be- 
ing a positive number not exceeding 0.2 depending on 
R) and (d) the R 2 T 14 B phase. The value of £ , which is 
0.1 or a number somewhat larger than 0.1 depending 
on the rare earth elements, as reported include the val- 
ues of 0.10-0.11 for praseodymium, 0.10-0.11 for neo- 
dymium : 0. 1 4-0. 1 6 for terbium and 0. 1 5-0. 1 6 for dyspro- 
sium. In each of these phases, the crystalline grains es- 
sentially have a grain diameter in the range from 0.1 to 
20 ujti or preferably from 0.1 to 10 ujti, from 0.1 to 20 
jam or preferably from 0.1 to 10 jam, from 0.1 to 10 ujti 
or preferably from 0. 1 to 5 ujti and from 0. 1 to 20 jam or 
preferably from 0.1 to 10 |am, respectively. 
[0022] When the above described grain size limitation 
for each of the four phases (a) to (d) is satisfied, a reac- 
tion takes place, in the course of the sintering heat treat- 
ment of a powder compact prepared from a fine powder 
of the thin alloy ribbon for the preparation of a permanent 
magnet, among the fine grains of the phases (a), (b) and 
(c) to generate the phase (d). This reaction among the 
grains proceeds very actively to produce fresh grains of 
the R 2 T 14 B phase which become combined to the ex- 
isting magnetically oriented grains of the R 2 T 14 B phase 
without disturbing the magnetic orientation thereof. As 
a result, a R/T/B-based permanent magnet having 
greatly improved magnetic properties can be obtained 
with an increase in the density of the magnet as sintered 
and an increased residual magnetic flux density. On the 
other hand, the above mentioned reaction hardly pro- 
ceeds when the grain size of the respective phases de- 
viates out of the respectively specified ranges. 
[0023] The average grain diameter of the phases (a), 
(b) and (d) can be determined by examining the second- 
ary electron image or the reflected electron image taken 
for a cross section of the thin alloy ribbon. This tech- 
nique, however, is not applicable to the R X T 4 B 4 phase 
which is rich in the content of boron little susceptible to 
and hardly detectable by the reflected electron images. 
Instead, the average grain diameter of this phase can 
be determined by examining the Auger electron image 
taken for a broken-out section of the thin alloy ribbon. 
[0024] The thin alloy ribbon of the invention contains 
the above described four-phase region essentially in a 
volume fraction in the range from 1 to 10% or, preferably, 
from 2 to 5%. When the volume fraction of the four- 
phase region is too large, a great decrease is resulted 
in the residual magnetic flux density and the coercive 
force of the permanent magnet prepared from the thin 
alloy ribbon. When the volume fraction thereof is too 
small, substantially no improvement can be obtained in 



the residual magnetic flux density of the permanent 
magnet. The volume fraction of the four-phase region in 
the inventive thin alloy ribbon can be determined from 
the secondary electron image or reflected electron im- 

5 age taken for a cross section of the thin alloy ribbon. 
[0025] The thin ribbon of the magnet alloy prepared 
in the above described manner is processed into a sin- 
tered permanent magnet by pulverizing, optionally, after 
hydrogen decrepitation, compression-molding in a mag- 

10 netic field, sintering in an inert atmosphere at 900 to 
1150°C and finally aging at 400 to 600°C. 
[0026] In the following, the thin ribbon of the rare 
earth-based magnetic alloy according to the present in- 
vention is described in more detail by way of Examples 

15 and Comparative Examples which, however, never limit 
the scope of the invention in any way. 

Example 1 and Comparative Example 1 . 

20 [0027] A thin ribbon of a rare earth-based magnet al- 
loy was prepared by the strip casting method from an 
alloy melt obtained by melting together neodymium met- 
al, dysprosium metal, electrolytic iron, cobalt metal, fer- 
roboron, aluminum metal and copper metal in such a 

25 proportion as to give an alloy composition of 30.0% by 
weight of neodymium, 1.0% by weight of dysprosium, 
4.0% by weight of cobalt, 1.1% by weight of boron, 0.3% 
by weight of aluminum and 0.2% by weight of copper, 
the balance to 100% being iron. The volume fraction of 

30 the four-phase region in the thin alloy ribbons was varied 
in the range from 0 to 1 3.7% by controlling the contact- 
ing time of the alloy melt with the surface of the quench- 
ing roller in the range from 0.02 to 1 .0 second. The cool- 
ing rate of the alloy melt was in the range from 5000 to 

35 9000°C/second. The four phases (a), (b), (c) and (d) 
constituting the four-phase region each had an average 
grain diameter of 3 ujti, 7 uon, 1 jam and 1 0 jam, respec- 
tively. 

[0028] Figure 1 is a graph showing the volume fraction 

40 of the four-phase region in the thin ribbons as a function 
of the contacting time. As is clear from this figure, the 
volume fraction of the four-phase region is decreased 
as a trend as the contacting time is increased. When the 
contacting time is 0.1 to 0.4 second, in particular, the 

45 volume fraction of the four-phase region is preferably in 
the desirable range from 2 to 5% by volume 
[0029] Figure 2 is a reflected electron image taken for 
a cross section of one of the above prepared thin alloy 
ribbons containing 5% by volume of the four-phase re- 

50 gion. In the photograph of Figure 2, the black speckles 
correspond to the a-iron phase, the gray areas corre- 
spond to the R 2 T 14 B phase and the white areas corre- 
spond to the R-rich phase. The photograph shows fine 
and uniform dispersion of each of these three phases 

55 within the four-phase region. The R X T 4 B 4 phase, on the 
other hand, is not susceptible to the determination of the 
average grain diameter due to the high content of boron 
from which the reflected electrons can hardly be detect- 



4 



7 



EP 1 030 317 A2 



8 



ed. 

[0030] Figure 3 is a secondary electron image of the 
four-phase region of the same thin alloy ribbon as for 
Figure 2, of which an Auger electron spectrum was tak- 
en for the spot 1 or 2 indicated on the photograph of 
Figure 3 to give the results shown in Figures 4 and 5, 
respectively. Comparison of these spectra leads to a 
conclusion that the spot 1 corresponds to the RxT 4 B 4 
phase which is richer in the content of boron than the 
peripheral phase at the spot 2 within the four-phase re- 
gion. 

[0031] Figure 6 is a photographic Auger electron im- 
age of boron in the R X T 4 B 4 phase. Figure 7 is a sche- 
matic sketch of the same view field which indicates that 
the phase is dispersed in the four-phase region with a 
grain dimension of about 3 jum. 

[0032] In the next place, each of the thin alloy ribbons 
was subjected first to a hydrogenation treatment and 
then to a dehydrogenation treatment followed by pulver- 
ization in a jet mill with nitrogen as the jet gas to give a 
fine alloy powder having an average particle diameter 
of about 3 um The alloy powder was compression- 
molded in a metal mold under a compressive pressure 
of 1 ton/cm 2 within a magnetic field of 1 2 kOe in a direc- 
tion perpendicular to the direction of compression to 
give a powder compact which was subjected to a sin- 
tering heat treatment in an atmosphere of argon first by 
heating at 1050°C for 2 hours followed by cooling and 
then by heating at 500°C for 1 hour to effect aging giving 
a sintered permanent magnet. 

[0033] The thus obtained sintered permanent mag- 
nets were subjected to the measurement of the residual 
magnetic flux density Br to give the result graphically 
shown in Figure 8 as a function of the volume fraction 
of the four-phase region in the respective thin alloy rib- 
bons. As is understood from this graph, a substantial 
improvement can be obtained in the residual magnetic 
flux density when the volume fraction of the four-phase 
region is in the range from 1 to 1 0% or, more remarkably, 
in the range from 2 to 5%. When the volume fraction of 
the four-phase region is too small, no substantial im- 
provement can be obtained in the residual magnetic flux 
density as compared with a thin ribbon alloy containing 
no four-phase region while ; when the volume fraction 
thereof is too large to exceed 10%, the residual mag- 
netic flux density is rather decreased to be lower than 
the value obtained in the absence of the four-phase re- 
gion. 

Example 2 and Comparative Example 2. 

[0034] The procedure for the preparation of thin alloy 
ribbons was about the same as in Example 1 except that 
the alloy melt was prepared from the same base mate- 
rials in such a proportion corresponding to 28.0% by 
weight of neodymium, 1.0% by weight of cobalt, 1.1 % 
by weight of boron and 0.3% by weight of aluminum, the 
balance to 100% being iron, and that the quenching con- 



ditions in the strip casting were controlled so as to give 
thin alloy ribbons of which the volume fraction of the 
four-phase region was varied in the range from 0 to 
13.5%. The grain diameters of the four phases (a), (b), 
5 (c) and (d) were 3 ujti, 5 urn, 1 ujti and 10 urn, respec- 
tively. The fine powder of the thin alloy ribbon was ad- 
mixed with a small amount of a sintering aid and sub- 
jected to a sintering heat treatment in the same manner 
as in Example 1 to give sintered permanent magnets. 
10 [0035] Measurements of the residual magnetic flux 
density was undertaken for the thus prepared perma- 
nent magnets to give the results graphically shown in 
Figure 9 as a function of the volume fraction of the four- 
phase region in the thin alloy ribbons, which led to sub- 
's stantially the same conclusion as that derived from Fig- 
ure 8. 

[0036] Further, evaluation was made by the X-ray 
pole figure method for the degree of crystalline orienta- 
tion in the sintered bodies obtained from the thin alloy 

20 ribbons having different volume fractions of the four- 
phase region to give the results shown in Figures 1 0 and 
11 which are each a (006) pole figure corresponding to 
0.5% and 3%, respectively, of the volume fraction of the 
four-phase region. As is understood from comparison of 

25 these two figures, the contour lines for the 3% volume 
fraction of the four-phase region distribute in a higher 
density than those for the 0.5% volume fraction indicat- 
ing a higher degree of crystalline orientation. 



Claims 

1. A thin ribbon of a rare earth-based magnet alloy 
which is a product by the strip casting method, hav- 

35 ing a metallographic phase structure of which the 
volume fraction of the four-phase region consisting 
of (a) an a-iron phase in a grain diameter of 0.1 to 
20 jum, (b) a R-rich phase which is a phase richer 
in the content of the rare earth element than in 

40 R 2 T 14 B phase, R being a rare earth element select- 
ed from praseodymium, neodymium, terbium and 
dysprosium, in a grain diameter of 0.1 to 20 ujti, (c) 
a R X T 4 B 4 phase, in which R has the same meaning 
as defined above, T is iron or a combination of iron 

45 and a transition metal element other than iron and 
the rare earth elements and x is a positive number 
larger than 1 varying with the rare earth element, in 
a grain diameter of 0.1 to 10 ujti and (d) a R 2 T 14 B 
phase, in which R and T each have the same mean- 

50 ing as defined above, in a grain diameter of 0.1 to 
20 ujti, each phase being uniformly dispersed in the 
four-phase region, is in the range from 1 to 20% by 
volume : with the proviso that the rest of the volume 
fraction consists of the R-rich phase, R X T 4 B 4 phase 

55 and R 2 T 14 B phase or consists of the R-rich phase 
and R 2 T 14 B phase. 

2. The thin ribbon of a rare earth-based magnet alloy 
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as claimed in claim 1 of which the volume fraction 
of the four-phase region is in the range from 2 to 5%. 

The thin ribbon of a rare earth-based magnet alloy 
as claimed in claim 1 in which the phases (a), (b), s 
(c) and (d) in the four-phase region have grain di- 
ameters in the ranges from 0.1 to 10 urn from 0.1 
to 10 urn, from 0.1 to 5 jum and from 0.1 to 10 ujti, 
respectively. 

10 

The thin ribbon of a rare earth-based magnet alloy 
as claimed in claim 1 in which the transition metal 
element denoted by T other than iron and the rare 
earth elements is cobalt. 

15 

A powder of a rare earth-based magnet alloy which 
is a product obtained by hydrogen decrepitation and 
pulverization of the thin ribbon of a rare earth-based 
magnet alloy defined in claim 1 . 

20 

A rare earth-based permanent magnet which is a 
sintered body of a powder of the thin ribbon of a rare 
earth-based magnet alloy as defined in claim 1. 

25 
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